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Atomic force microscopy S12 Instrumentation 1 H (500.13 MHz) and 13 C (125.75 MHz) NMR spectra were recorded on a Bruker DRX 500 spectrometer at 303 K (unless otherwise noted) using CDCl 3 or C 2 D 2 Cl 4 as solvent. The 1 H spectra were referenced on the residual solvent peak (7.26 ppm or 5.98 ppm, respectively).
The 13 C spectra were measured in CDCl 3 referenced in the same way (residual solvent peak at 77.0 ppm).
Electronic Supplementary Material (ESI) for Polymer Chemistry. This journal is © The Royal Society of Chemistry 2014 GC/MS measurements were carried out on an Agilent system consisting of the gas chromatograph GC7890A (GC column HP-5MS) and the mass selective detector 5975C inert XL EI/CI (electron impact ionization at 70 eV). The GC oven temperature was set to 50 °C for 2 min and afterwards increased by 12 °C/min up to 280 °C. Helium was used as carrier gas with a flow rate of 1 ml/min and an inlet temperature of 300 °C was adjusted. 1 µl of the sample solution (3mg/ml in THF) was injected with a split of 1:100.
GPC measurements were carried out on a PL-GPC 50 Plus (Polymer Laboratories, USA) normal-temperature size exclusion chromatograph, equipped with refractive index detector and one column ResiPore (Agilent Technologies, USA) and on a second system GPC Series 1200 (Agilent Technologies, USA) with refractive index detector and one column PL MIXED-C (Agilent Technologies, USA). THF was used as eluent and the flow rate was 1 ml/min. 
Syntheses 2,6-Dibromo-4,4-bis(2-ethylhexyl)dithieno[3,2-b:2',3'-d]silole (3)
Under Nitrogen atmosphere and at -100 °C 14 ml (35.0 mmol, 2.06 eq.) of n-BuLi (2.5 M in hexanes) were added dropwise to a solution of 7.99 g (17.0 mmol, 1 eq.) 2 in 160 ml of dry THF. After 20 min a solution of 5.53 g (17.0 mmol, 1 eq.) dichlorobis(2-ethylhexyl)silane in 10 ml dry THF was added via syringe, the reaction mixture was warmed to room temperature in a water bath and was stirred for 2 h. At 0 °C 6.70 g (37.4 mmol, 2.2 eq.) of NBS was added in one portion. After stirring in the dark for 14 h the reaction mixture was poured into water and the organic phase was further washed with water and aqueous, To a solution of 0.54 g (0.93 mmol, 1 eq.) 3 in 20 ml dry THF were added 0.34-0.36 ml (0.84-0.89 mmol, 0.9-0.95 eq.) of n-BuLi (2.5 M in hexanes) under Nitrogen atmosphere at -100 °C.
S4
After 30 min 0.20 g (1.5 mmol, 1.6 eq.) of dry zinc(II) chloride dissolved in 10 ml dry THF were added via syringe and the mixture was stirred for 15 min in the cold, warmed up to room temperature with a water bath and stirred for additional 1 h. The monomer solution was immediately used for the polymerization.
To investigate the percentage of monometalization via GC/MS a little amount (about 1 ml) was quenched in 2 ml MeOH, diluted with CHCl 3 , washed with water and dried over MgSO 4 .
Finally, the solvents were removed under reduced pressure.
In another experiment it was determined that the conversion from 3 to 5 is nearly 100 %.
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Synthesis of the block copolymers
Scheme S1 Preparation of DTS-based block copolymers with different monomer addition order.
A series of BCP was synthesized based on different feed molar ratios of the initiator PhNi(dppe)Br, the 3-hexylthiophene (3HT) monomer 7 and the DTS monomer 5. A typical procedure with the feed molar ratio 1:50:15 is described below. Additionally, the reverse monomer addition order was also used for the synthesis of PDTS-b-P3HT.
The 3HT monomer solution was prepared by dissolving 100 mg (0.27 mmol, 50 eq.) 3-bromo- a=0.9 (black). The formula is shown in the graph. Spincoating was performed from chlorobenzene solution (3 gL -1 ) at 1000 rpm for 20 seconds (acceleration 2 sec.); thermal annealing was performed by heating the film to 235 °C and holding it for 1 minute at this temperature, followed by cooling to 200°C within 2 Kmin -1 and holding for another 120 min. The last step included cooling to 30°C with 2 Kmin -1 .
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Cyclic voltammetry measurements
